We studied the structural and morphological evolution of Rh clusters on an ordered ultrathin alumina film grown on NiAl(100) in annealing processes, under ultrahigh vacuum conditions and with various surface probe techniques. The Rh clusters, prepared on vapor deposition of Rh onto the alumina film at 300 K, had an fcc phase and grew in the (100) orientation; the annealing altered the cluster structure little-the lattice parameter decreased by a factor <2%-but the cluster morphology significantly. With elevated temperature, small clusters (diameter ≤1.5 nm) decreased little in size; in contrast, large clusters (diameter ≥2.0 nm) varied in a complex manner-their mean diameter decreased to about 1.5 nm on annealing to 450 K, despite their similar height, while it increased to above 2.0 nm at temperature ≥570 K. This atypical decrease in size was governed predominantly by energetics. Such a reduced size enhanced the total surface area as well as the reactivity of the clusters toward methanol decomposition, so increased the production of D 2 (H 2 ) and CO from decomposed methanol-d 4 (or methanol). The result implies a higher temperature tolerance for Rh clusters on the alumina film and a practical approach to prepare small Rh clusters with high reactivity.
Introduction
As the reactivity of catalysts is largely associated with their structures [1] [2] [3] [4] [5] and as catalyzed reactions could proceed at elevated temperature, a knowledge of thermal stability of such structures and how they evolve with elevated temperature becomes desirable. Preceding work showed that elevated temperature can alter the morphologies, sizes and structures of oxide-supported metal nanoclusters, typical catalysts [1] [2] [3] [4] [5] [6] [7] [8] [9] [10] [11] [12] [13] [14] ; it can also induce mass transport and thus encapsulation and oxidation of the oxide-supported nanoclusters [1] [2] [3] [4] [5] 11, [15] [16] [17] [18] [19] [20] . The objective of the present work is to study the effect of elevated temperature on the structure and morphology of oxide-supported rhodium (Rh) clusters and examine the effect with catalyzed decomposition of methanol (methanol-d 4 ) , which is the principal reaction applied in direct methanol fuel cells (DMFC) [21] [22] [23] [24] [25] and also serving as a source of hydrogen. Rh-based catalysts have been extensively used; Rh is alloyed with platinum (Pt, the primary catalyst for methanol reactions) catalysts to improve catalytic properties; adsorption and decomposition of methanol on Rh single crystal surfaces [26] [27] [28] [29] have hence been extensively studied but the methanol
Results and Discussion

Morphology and Density of the Supported Rh Clusters
The morphology and density of the Rh clusters, grown from the deposition of Rh vapor onto Al 2 O 3 /NiAl(100) at 300 K, were characterized with STM. Their response to elevated temperature was shown to depend on the cluster size. Figure 1a -d exemplify the evolution of the size and density of smaller Rh clusters/Al 2 O 3 /NiAl(100) with annealing temperature; the insets in the figures show, for each temperature, the characteristic histograms of height and diameter of the clusters; a Gaussian fit to the size distribution is also shown in each histogram. At 300 K, the 0.5 monolayer equivalent (MLe) Rh clusters had a mean diameter about 1.4 nm and height about 0.6 nm (Figure 1a) ; the clusters were largely aligned as the protrusions stripes, arising from a lattice mismatch between the Al 2 O 3 film and NiAl(100) [42] [43] [44] , are preferential nucleation sites, as observed earlier for other deposited transition metals [44] [45] [46] . With the temperature increased to 450 K, both the mean diameter and height altered little (Figure 1b) ; the cluster density also remained similar (1.66 × 10 13 cm −2 ). On increasing the temperature further to 570 K, the mean diameter decreased slightly to 1.2 nm whereas the height increased to 0.67 nm (Figure 1c) ; the cluster density decreased to 1.44 × 10 13 cm −2 and the total amount of Rh also decreased to about 0.4 MLe. The increased temperature facilitated the interlayer transportation in the clusters so the clusters became more three-dimensional; concomitantly, the diffusion of Rh into the substrate also started. Continuing the annealing to 800 K, both the diameter and height decreased and the cluster density decreased notably to 1.03 × 10 13 cm −2 -only 0.17 MLe remained on the surface. At such a high temperature, the Rh atoms were readily dissociated from the clusters and diffused rapidly on the surface. The Ostwald ripening or conventional sintering did not occur because a great proportion of Rh atoms (dissociated from the clusters) diffused into the substrate, rather than joining an existing clusters or nucleating into a new cluster.
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Atomic Structures of the Supported Rh Clusters
The structural ordering of the Rh clusters is reflected in the RHEED patterns. [11, 51, 52] . The lattice parameter of the Rh clusters also increased to match the oxide surface. The mean lattice parameter of 1.0-MLe Rh clusters (mean diameter 1.8 nm and height 0.7 nm) was about 4.04 Å, increased by nearly 6% relative to bulk Rh (3.80 Å). The expansion decreased when the size or coverage was increased (Figure 4i ), because the substrate effect diminished on the top few layers of the growing clusters. At 4.0 and 6.0 MLe, the Rh clusters already covered the whole alumina surface and their lower parts became merged. The annealing did not alter the cluster orientation but affected the lattice parameter a little. The annealed clusters have a trend of lattice parameters decreasing with increased temperature, in a scale ≤ 2% (Figure 4i ). Such a decreased lattice parameter was typically ascribed to an attenuating substrate effect resulting from increased cluster sizes; nevertheless, the cluster size in the present case did not continue to increase (Figure 3 ). The result implies that when the clusters became more structurally ordered-the content of the ordered structures increased-with annealing, their average Rh-Rh distance decreased, toward their bulk value. Earlier studies observed negative thermal expansion for Pt nanocluster/γ-Al 2 O 3 [53, 54] , while this effect is expected to be negligible in the present observation. Even if this negative thermal expansion could persist after the sample was cooled down to 300 K, the reported scale of the altered atom-atom distance is smaller (<1%) than the present one (Figure 4i ). 
Modelling of Annealing-Induced Morphological Alteration of Supported Rh Clusters
We conducted Monte Carlo simulation to illuminate whether or not the morphological change of the Rh clusters was solely attributed to thermally facilitated kinetic processes. An example of the modeled annealing-induced alteration is shown in Figure 5a . The lattice has 100 × 100 sites for each layer and the bonding energy is set as e − /kT = 0.01 for 300 K; the step count between each added atom is M = 10, the substrate defect binding parameter h = 3 (binding energy 3 ) and the coverage is 1.0 MLe. The figure exhibits the stable configurations of clusters, seen from top view, grown at 300 K and annealed to 570 and 800 K. We observed only minor changes when the temperature was raised, through 450 K, to 570 K; when increasing the temperature to 800 K, the cluster density decreased and size increased significantly-a ripening process. This trend (average diameter and height) is plotted against temperature in Figure 5b . The cluster size altered little below 700 K but increased remarkably at 800 K; the average diameter decreased slightly between 300 and 570 K as more atoms migrated from the bottom to upper layers, resulting in a concomitant increase of cluster height. Consistently, the cluster density also remained similar (60-70 in the lattice) below 700 K and decreased dramatically (to 30) at 800 K. The ripening proceeded evidently at 800 K under these kinetic conditions. 
We conducted Monte Carlo simulation to illuminate whether or not the morphological change of the Rh clusters was solely attributed to thermally facilitated kinetic processes. An example of the modeled annealing-induced alteration is shown in Figure 5a . The lattice has 100 × 100 sites for each layer and the bonding energy is set as ⁄ = 0.01 for 300 K; the step count between each added atom is = 10, the substrate defect binding parameter ℎ = 3 (binding energy 3 ) and the coverage is 1.0 MLe. The figure exhibits the stable configurations of clusters, seen from top view, grown at 300 K and annealed to 570 and 800 K. We observed only minor changes when the temperature was raised, through 450 K, to 570 K; when increasing the temperature to 800 K, the cluster density decreased and size increased significantly-a ripening process. This trend (average diameter and height) is plotted against temperature in Figure 5b . The cluster size altered little below 700 K but increased remarkably at 800 K; the average diameter decreased slightly between 300 and 570 K as more atoms migrated from the bottom to upper layers, resulting in a concomitant increase of cluster height. Consistently, the cluster density also remained similar (60-70 in the lattice) below 700 K and decreased dramatically (to 30) at 800 K. The ripening proceeded evidently at 800 K under these kinetic conditions. Varied kinetic parameters, including the hopping rate, deposition rate, defect densities and bonding strength at the defects, have been attempted to simulate the alteration in the cluster morphology and density after annealing. Nevertheless, all the results show an Ostwald ripening despite the ripening starts at separate temperature. The kinetic processes alone do not yield a comparable alteration as observed in Figure 3 ; the results exhibit neither a decreased size nor an increased cluster density at elevated temperature. Figure 5 demonstrates the most similar size evolution with temperature whereas the decreased size of clusters at 450 K did not appear as in the experiments. The above kinetic model, a constrained Ostwald ripening, does not account exclusively for the present observation. We therefore argue that the atypical alteration of cluster size and density is associated with an energetics effect; an energetically preferential size might exist, although it could not be determined properly in the present study.
The Effect of Annealing-Induced Morphological Alteration on Catalytic Reactions
The thermally induced alteration in the morphology of Rh clusters on Al 2 O 3 /NiAl(100) can be applied in promoting catalytic reactions. Through appropriate annealing, we may reduce the cluster size to enhance the surface area and reactivity (the production per surface Rh site) of the clusters. Earlier studies have shown that the reactivity of supported Rh clusters toward methanol decomposition depends on the cluster size; when the cluster diameter becomes similar to or smaller than 1.5 nm, the reactivity becomes enhanced [31] . We therefore examined the present effect with methanol decomposition. Methanol-d 4 was used for the series of TPD experiments, because adsorbed methanol and methanol-d 4 showed similar desorption behavior, but the latter gave D 2 signals clearer than H 2 ones. As the decomposition of methanol-d 4 on either as-prepared or annealed Rh clusters proceeded only through dehydrogenation, we monitored the reactivity with TPD spectra of D 2 . Figure 6a compares the D 2 TPD spectra from 2.0-L methanol-d 4 (CD 3 OD) adsorbed on 0.5-MLe Rh clusters/Al 2 O 3 /NiAl(100) as prepared and annealed to 450 K. Both the line shape and integrated intensities, corresponding to the production of D 2 molecules, are resembling. As the cluster size and density altered little for 0.5-MLe clusters (mean diameter about 1.4 nm) annealed to 450 K, shown in Figures 1 and 3 , it is rational that the production from decomposed methanol-d 4 differed little for the clusters of both kinds. Figure 6b shows a contrast-the D 2 spectra from 1.6-MLe Rh clusters. Their line shapes are similar but the integrated intensity for annealed clusters exceeds that for as-prepared clusters by about 40%, indicating that 40% more D 2 were produced. The production was enhanced by two factors-first, an increased total Rh surface area and second, an enhanced reactivity due to the decreased size. The annealing to 450 K altered little the mean height (about 0.76 nm) but decreased the mean diameter from 2.3 nm to 1.5 nm (Figure 3a) ; the decreased size increased the surface/volume ratio and also the cluster density (Figure 3d ), which increased the total Rh surface area so the production. Additionally, as indicated in earlier works, the clusters with diameter <1.5 nm have an enhanced reactivity, because the concentration of reactive Rh corner sites increases in smaller clusters [31] . A considerable fraction of these annealed clusters must have a diameter <1.5 nm (Figure 3a) ; they had an enhanced reactivity so increased the production of D 2 . Our PES spectra of C 1s core level provide additional evidence for the promoted production. The spectral features for methanol on Rh clusters as prepared and annealed (450 K) are similar. Figure  7a exemplifies the C 1s spectra with those from 5.0-L methanol adsorbed on annealed (450 K) 1.0-MLe Rh clusters (mean diameter about 1.8 nm) on the alumina at 125 K and annealed to selected temperatures. As most multilayer methanol already desorbed at 125 K [31, 55, 56] , monolayer methanol became predominant on the surface. The line initially about binding energy (BE) 287.4 eV is assigned to C 1s of methanol adsorbed on both the Rh clusters and alumina film; the feature about 285.0 eV is contributed by the C 1s signals of contaminative elemental carbon, according to earlier measurements for CO dissociation. With PES, we have measured the dissociation of CO into elementary carbon and oxygen on the Rh clusters. The dissociation rate depends on the cluster size and resembles earlier studies, showing that the rate varied between 0.25 and 0.5 [38] . Elevating the sample temperature to 175 or 225 K, adsorbed methanol either decomposed or desorbed; the remaining methanol, methoxy and CO from decomposed methanol (COm) on the Rh clusters gave a diminished C 1s feature about BE 287.4 eV. These species are indistinguishable in the PES spectra as their C 1s signals are at near BE [37, 38, 57] . Above 300 K, the C 1s line at 287.4 eV attenuated continuously and shifted positively to 287.6 eV. The BE shift is attributable to COm which coexisted with atomic oxygen (O) or hydroxyl (OH)-the former came from dissociated COm and the latter from O combining with H from dehydrogenated methanol [58] [59] [60] . The dissociation of COm occurred actively above 300 K, indicated by enhanced C 1s signals for elemental carbon (285.0 eV) [37, 38] . The C 1s signals of COm disappeared near 500 K via dissociation or desorption of COm, which agrees with the above TPD spectra [31, 56] . Although similar features were observed for Rh clusters as prepared, their evolution of C 1s intensities with temperature differed. Figure 7b compares the integrated intensities of C 1s of methanol/methoxy/COm as a function of temperature from 1.0-MLe Rh clusters as prepared and annealed (450 K). The C 1s intensity at 125 K arose primarily from monolayer methanol but that above 250 K mostly from COm, according to earlier studies with infrared reflection absorption spectroscopy [31] ; the decreasing rate with temperature of C 1s signals at 125-250 K (largely from absorbed methanol) is greater than that at 250-500 K (primarily from COm), because of Our PES spectra of C 1s core level provide additional evidence for the promoted production. The spectral features for methanol on Rh clusters as prepared and annealed (450 K) are similar. Figure 7a exemplifies the C 1s spectra with those from 5.0-L methanol adsorbed on annealed (450 K) 1.0-MLe Rh clusters (mean diameter about 1.8 nm) on the alumina at 125 K and annealed to selected temperatures. As most multilayer methanol already desorbed at 125 K [31, 55, 56] , monolayer methanol became predominant on the surface. The line initially about binding energy (BE) 287.4 eV is assigned to C 1s of methanol adsorbed on both the Rh clusters and alumina film; the feature about 285.0 eV is contributed by the C 1s signals of contaminative elemental carbon, according to earlier measurements for CO dissociation. With PES, we have measured the dissociation of CO into elementary carbon and oxygen on the Rh clusters. The dissociation rate depends on the cluster size and resembles earlier studies, showing that the rate varied between 0.25 and 0.5 [38] . Elevating the sample temperature to 175 or 225 K, adsorbed methanol either decomposed or desorbed; the remaining methanol, methoxy and CO from decomposed methanol (CO m ) on the Rh clusters gave a diminished C 1s feature about BE 287.4 eV. These species are indistinguishable in the PES spectra as their C 1s signals are at near BE [37, 38, 57] . Above 300 K, the C 1s line at 287.4 eV attenuated continuously and shifted positively to 287.6 eV. The BE shift is attributable to CO m which coexisted with atomic oxygen (O) or hydroxyl (OH)-the former came from dissociated CO m and the latter from O combining with H from dehydrogenated methanol [58] [59] [60] . The dissociation of CO m occurred actively above 300 K, indicated by enhanced C 1s signals for elemental carbon (285.0 eV) [37, 38] . The C 1s signals of CO m disappeared near 500 K via dissociation or desorption of CO m , which agrees with the above TPD spectra [31, 56] . Although similar features were observed for Rh clusters as prepared, their evolution of C 1s intensities with temperature differed. Figure 7b compares the integrated intensities of C 1s of methanol/methoxy/CO m as a function of temperature from 1.0-MLe Rh clusters as prepared and annealed (450 K). The C 1s intensity at 125 K arose primarily from monolayer methanol but that above 250 K mostly from CO m , according to earlier studies with infrared reflection absorption spectroscopy [31] ; the decreasing rate with temperature of C 1s signals at 125-250 K (largely from absorbed methanol) is greater than that at 250-500 K (primarily from CO m ), because of a greater activation energy for CO desorption (≥350 K) [31] or dissociation [37, 38] . The ratio of the C 1s intensities at 300 and 125 K thus reflects that of CO m and adsorbed methanol quantities. It is notable that the ratio (CO m vs. adsorbed methanol) increased on the annealed clusters: about 40% on the clusters as prepared whereas about 55% on the clusters annealed to 450 K. The increased ratio indicates an increased reaction probability of adsorbed methanol. The result corroborates that the clusters with diameter >1.5 nm have a decrease in size, as described above, after annealing to 450 K so an enhanced production of CO m .
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Materials and Methods
Experimental Details
We conducted the experiments in UHV chambers with a base pressure near 10 −10 Torr. The NiAl(100) single crystal was purchased from MaTeck GmbH, Jülich, Germany; it had a roughness less than 30 nm and an orientation accuracy better than 0.1 • . We performed alternative cycles of sputtering and subsequent annealing to clean the sample surface before each experiment. The cleanliness of the sample was examined with surface probe techniques such as STM, low-energy electron diffraction and Auger electron spectroscopy. The ultrathin alumina film was formed on oxidation of the NiAl(100) surface at 1000 K. To have a homogeneous crystalline oxide surface, we conducted post-oxidation annealing for the sample. The grown alumina film had thickness 0.5-1.0 nm [42, 50] . The sample was then cooled down to 300 K for deposition of Rh vapor produced from a Rh rod heated in an evaporator (Omicron EFM 3). The deposition rate of Rh was fixed near 0.15 ML/min, estimated in accordance with the Rh coverage prepared at 300 K. The Rh coverage was calculated with the volumes of the Rh clusters measured with STM; 1.0 monolayer equivalent (MLe) amounts to a density of 1.39 × 10 15 Rh atoms/cm 2 (fcc Rh(100) surface atoms). After the growth of Rh clusters, the sample was quenched to 100 K (unless specified) for adsorption of methanol-d 4 (methanol). Methanol-d 4 (methanol) gas was dosed with a background pressure of 2-5 × 10 −9 Torr and by a doser pointing toward the sample. The methanol-d 4 and methanol (Merck, Darmstadt, Germany, 99.8%) were further purified by several freeze-pump-thaw cycles. Their exposures are reported in Langmuir (1 L = 10 −6 Torrs).
The STM measurements were performed with an RHK UHV 300 unit (RHK Technology, Troy, MI, US). The images (constant-current topographies) were typically obtained at 100 K with a sample bias voltage of 2.2-2.8 V and a tunneling current of 0.7-1.2 nA. The STM tip was made of a tungsten wire etched electrochemically. RHEED was conducted by using an incident electron beam (40 keV) at a grazing angle (2-3 • ) relative to the surface. TPD spectra were taken with a quadruple mass spectrometer (Hiden) to monitor various masses and by ramping the sample at a rate of 3 K/s; the spectrometer was shielded and placed near the sample (about 2 mm). We performed our PES experiments with the BL 09A2 spectroscopy beamline at National Synchrotron Radiation Research Center in Taiwan [61] . The beam, with a photon energy at 383 eV, was incident normal to the surface, whereas photoelectrons were collected at an angle 58 • off from the surface normal. The energy resolution in the measurements was about 0.1 eV. All PES spectra presented in the current work were normalized to their photon flux. The BE is referred to Al 2p core-level at 72.9 eV of NiAl bulk [62] [63] [64] .
Modelling Method
Monte Carlo simulations that model the kinetic processes of surface Rh were performed on a three dimensional cubic lattice. Rh atoms at the bottom layer were assumed to have bonding with the substrate. The cubic lattice was initially empty; atoms were gradually added into the lattice sites by randomly choosing an empty one either at the bottom layer or on top of the existing islands formed by nucleating atoms. Each Monte Carlo step involved random hopping for one of the atoms in the lattice.
Each Rh atom in the lattice had a total binding energy from two contributions n 1 + 2 . The first n 1 was the binding energy with neighboring atoms, with n the count of neighboring occupied sites. The neighboring sites for a particular site were defined as the eight surrounding sites at the same layer and night close-by sites at the above and also underlying layers (except the bottom layer). This stacking is not exactly like the observed fcc structure but is convenient for the modelling to proceed and yield comparable evolution of island morphology and density. The second term 2 was the binding energy with the substrate, applicable to Rh atoms at the bottom layer. To model the substrate with linear defects which had greater binding energy for adsorbed atoms, as seen in the experiments, for the 100 × 100 bottom layer of our simulations, the lattice sites of index (10m, k) with m = 0, 1 · · · 9 and k = 0, 1 · · · 99, had a larger substrate binding energy h 2 and the others just 2 . For simplicity, we set 1 and 2 at the same value for our simulation.
A Monte Carlo step was defined as every atom being considered to undergo random hopping into neighboring empty sites. For each possible hopping, the difference ∆E between the binding energy of the new and old sites was calculated. The probability of making the hop was governed by the Boltzmann factor e −∆E/kT if ∆E > 0, and the probability was one (making the hop) if ∆E ≤ 0. The adsorption process was similar to the experiments. An atom was added for every M Monte Carlo steps, at an initial fixed temperature. Once the desired number of atoms was added, indexed as the monolayer (ML), more Monte Carlo steps were performed to reach a stable configuration. The temperature was then raised to a higher one for next cycle of Monte Carlo steps to attain a new stable state. The temperature could then be raised again and the process repeated.
The DFT calculations were performed to derive the activation energies (E a ) for the Rh hopping processes. The calculated E a allowed us to confirm that the relative rates of the various hopping processes used in the Monte Carlo simulation are reasonable. Details can be found in the Supplementary Materials.
Conclusions
In this work, STM, RHEED, TPD, PES and Monte Carlo simulations were used to investigate the thermally induced evolution of morphology, structure and reactivity of Rh nanoclusters on ultrathin alumina (θ-Al 2 O 3 (100)) film formed on NiAl(100) single crystal. The Rh clusters were grown by deposition of Rh vapors onto the alumina film at 300 K and annealed to selected temperatures up to 800 K. The mean diameter of the Rh clusters as grown evolved from 1.4 to 2.3 nm and their height from 0.6 to 0.8 nm when the coverage increased; they grew in an fcc phase and had their facets (100) parallel to the alumina surface. Relative to bulk Rh, their lattice expanded up to 6%, with decreased size of the clusters. After the annealing, the cluster orientation remained and the lattice parameter decreased only a little (< 2%). In contrast, the cluster morphology responded in a dramatic manner to the elevated temperature. The size of small clusters (diameter ≤1.5 nm) altered little with the annealing, whereas that of the large ones (diameter ≥ 2.0 nm) changed remarkably-the mean diameter decreased to about 1.5 nm on annealing to 450 K, despite the height being sustained, but increased to above 2.0 nm at temperatures ≥570 K. An evident Ostwald ripening occurred only for large clusters annealed to 800 K. The atypical decrease in cluster size at 450 K results largely from an energetic effect. The decreased size enhanced the surface/volume ratio and also the reactivity of the clusters toward methanol reactions, so increased the production of D 2 (H 2 ) and CO from decomposed methanol-d 4 (methanol).
Supplementary Materials:
The following are available online at http://www.mdpi.com/2073-4344/9/11/971/s1, Figure S1 : the computed activation barriers (E a ) for a Rh single atom which diffuses on θ-Al 2 O 3 (100) surface, dissociates from and wags along (diffusion along a cluster edge) from the clusters on θ-Al 2 O 3 (100) surface. 
